Because the purification of ELP involves the use of sodium chloride, we can reasonably assume the polymerization to be initiated by the N-terminal ammonium group of the ELP with the chloride Clas counter-anion. Consequently, the block copolypeptides poly(γ-benzyl-Lglutamate)-block-ELP were synthesized by ROP of the γ-BLG NCA initiated by the primary ammonium end group of the ELP.
Interestingly, in the present case of the polymerization of γ-BLG NCA, we suspect the ELP macroinitiator to afford sufficient polarity to the medium to allow an excellent control of ammonium-mediated ROP with the chloride counterion. We additionally presume the formation of hydrogen bonds between the polypeptide chain amide groups and the γ-BLG NCA, stabilizing the latter and limiting the AMM mechanism, and consequently favoring the normal NAM amine mechanism. Scheme S1. Schematic representation of the microfluidics device used. 
